All manipulations were carried out under a dry, oxygen-free dinitrogen atmosphere using standard Schlenk techniques or in an MBraun Unilab glovebox unless otherwise stated. Other solvents were degassed by N 2 purge then dried by passage through activated alumina towers prior to use. All deuterated solvents were freeze-pump-thaw degassed three times, boiled over potassium (apart from CDCl 3 which was boiled over CaH 2 ) and vacuum transferred prior to use. spectrophotometer, w = weak, m = medium, s = strong intensity.
1
H NMR spectra were recorded on a Bruker DPX 500 spectrometer or Bruker AVA 600 spectrometer, operating at 500.13 MHz or 599.81 MHz, 2 H NMR spectra on the same spectrometers at 76.77 and 92.07 MHz, and 13 C{ 1 H} on a Bruker AVA 400 spectrometer at 100.57 MHz, respectively at 298 K. Chemical shifts are reported in parts per million, and referenced to residual proton resonances calibrated against external TMS. Infrared spectra were recorded on Jasco 410 spectrophotometer, w = weak, m = medium, s = strong intensity.
Abbreviations
N" = N(SiMe 3 ) 2 ; Si' = SiMe 3 ; BAr F 3 = B(C 6 F 5 ) 3 ; 9-BBN = 9-bora-bicyclononane.
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N" 3 UOCCOUN" 3 1
Method a. To a freeze-pump-thaw degassed solution of UN" 3 (1.00 g, 1.39 mmol) in toluene (20 mL) was added CO (1 atm) at room temperature. After 1 hour, golden-coloured microcrystalline solid started to precipitate and the reaction mixture was then kept at room temperature for 3 days.
The solid was isolated by filtration, washed with hexane (3 x 10 mL) and then dried in vacuo to afford N" 3 UOCCOUN" 3 as a golden-coloured solid. Yield 0.853 g (82 %).
Method b.
To a freeze-pump-thaw degassed solution of UN" 3 (0.0487 g, 0.0677 mmol) in hexane (2 mL) was added CO (1 atm) at room temperature. After 15 minutes, golden coloured microcrystalline solid started to precipitate and the reaction mixture was then kept at room temperature for 3 days. The solid was isolated by filtration, washed with hexane (3 x 1 mL) and then dried in vacuo to afford N" 3 UOCCOUN" 3 as a golden solid. Yield 0.292 g (58 %).
No reaction was observed when the reaction was repeated in either THF or pyridine.
Single crystals suitable for an X-ray diffraction study were grown from C 6 D 6 solution at room COUN" 3 1a
To a freeze-pump-thaw degassed solution of UN" 3 (0.0502 g, 0.0698 mmol) in toluene (2 mL) was added 13 CO (1 atm) at room temperature. After 1 hour, golden coloured microcrystalline solid started to precipitate and the reaction mixture was then kept at room temperature for 3 days. The solid was isolated by filtration, washed with hexane (3 x 2 mL) and then dried in vacuo to afford 15  25  35  45  55  65  75  85  95  105  115  125  135  ppm   20  21  22  23  24  25  26  27  28  29  30  31  32  33  34  35  ppm   20  21  22  23  24  25  26  27  28  29  30  31  32  33  34  35 
Crystallographic Details
Crystallographic X-ray data were collected using Mo-K α radiation (λ = 0.71073) on a Bruker SMART APEX and an Oxford Diffraction Excalibur CCD area detector diffractometer using ω scans. Structure solution and refinement was carried out using the WinGX32 suite of programs. Xray crystallographic coordinates for the complexes have been deposited at the Cambridge Crystallographic Database, numbers 775504 and 775505. po8091_N3UOCCOUN3 p10006_N3UOCHCROUN2andN3U OCCOUN3inasymunit
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